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LIQUID CRYSTAL POLYMERS 

This invention concerns novel liquid crystal polymers 
(LCP) materials, novel intermediates and methods for pre 
paring them. 

Liquid crystals can exist in various phases. In essence 
there are three different classes of liquid crystalline material, 
each possessing a characteristic molecular arrangement. 
These classes are nematic, chiral nematic (cholesteric) and 
smectic. AWide range of smectic phases exists, for example 
smectic A and smectic C. Some liquid crystal materials 
possess a number of liquid crystal phases on varying the 
temperature, others have just one phase. For example, a 
liquid crystal material may shoW the folloWing phases on 
being cooled from the isotropic phase:—isotropic— 
nematic—smectic A—smectic C—solid. If a material is 
described as being smectic A then it means that the material 
possesses a smectic Aphase over a useful Working tempera 
ture range. 

Materials possessing a smectic A (S A) phase may exhibit 
an electroclinic effect. The electroclinic effect Was ?rst 
described by S Garoff and R Meyer, Phys. Rev. Lett., 38, 848 
(1977). An electroclinic device has also been described in 
UK patent application GB-2 244 566 A. This particular 
device helps to overcome the poor alignment problems of 
electroclinic (EC) devices using a surface alignment that 
gives a surface tilt Within a small range of angles. 

When a smectic A phase is composed of chiral 
molecules, it may exhibit an electroclinic effect, ie a direct 
coupling of molecular tilt to applied ?eld. The origin of the 
electroclinic effect in a smectic A phase composed of chiral 
polar molecules has been described by Garoff and Meyer as 
folloWs. The application of an electric ?eld parallel to the 
smectic layers of such a smectic A phase biases the free 
rotation of the transverse molecular dipoles and therefore 
produces a non-Zero average of the transverse component of 
the molecular polarisation. When such a dipole moment is 
present and coupled to the molecular chirality, a tilt of the 
long molecular axis (the director) is induced in a plane 
perpendicular to the dipole moment. 

In thin samples, for example 1—3 mm, and With the 
smectic layers tilted or perpendicular With respect to the 
glass plates the electroclinic effect is detectable at loW 
applied ?elds. 

In an aligned smectic A sample a tilt of the director is 
directly related to a tilt of the optic axis. The electroclinic 
effect results in a linear electro-optic response. The electro 
optic effect can manifest itself as a modulation of the 
effective birefringence of the device. 

Electroclinic (EC) devices are useful, for example, in 
spatial light modulators having an output that varies linearly 
With applied voltage. A further advantage of EC devices is 
that they have high speed response times, much faster than 
tWisted nematic type devices. One knoWn type of ferroelec 
tric device is bistable, in contrast the EC device is not 
bistable and has an output that varies linearly With applied 
voltage. 

The electroclinic effect is sometimes referred to as the 
soft-mode effect see G Andersson et al in Appl. Phys. Lett, 
51, 9, (1987). 

In general terms, regarding the electroclinic effect, it is 
advantageous if on applying a small voltage there results a 
large induced tilt. An increase in induced tilt may result in 
an increase in contrast ratio. It is also advantageous if a large 
induced tilt can be obtained at as loW a voltage as possible. 

It is also advantageous if the relationship betWeen 
molecular induced tilt and applied voltage is temperature 
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2 
independent. When an increase in applied voltage results in 
little or no change in induced tilt then the material being 
tested is generally referred to as exhibiting a saturation 
voltage effect. 

By S A* is meant a S A phase Which contains some 
proportion of chiral molecules. 

Cholesteric or chiral nematic liquid crystals possess a 
tWisted helical structure Which is capable of responding to a 
temperature change through a change in the helical pitch 
length. Therefore as the temperature is changed, then the 
Wavelength of the light re?ected from the planar cholesteric 
structure Will change and if the re?ected light covers the 
visible range then distinct changes in colour occur as the 
temperature varies. This means that there are many possible 
applications including the areas of thermography and ther 
mooptics. 

The cholesteric mesophase differs from the nematic 
phase in that in the cholesteric phase the director is not 
constant in space but undergoes a helical distortion. The 
pitch length for the helix is a measure of the distance for the 
director to turn through 360°. 

By de?nition, a cholesteric material is chiral material. 
Cholesteric materials may also be used in electro-optical 
displays as dopants, for example in tWisted nematic displays 
Where they may be used to remove reverse tWist defects. 
They may also be used in cholesteric to nematic dyed phase 
change displays Where they may be used to enhance contrast 
by preventing Waveguiding. 

Thermochromic applications of cholesteric liquid crystal 
materials usually use thin ?lm preparations of the materials 
Which are then vieWed against a black background. These 
temperature sensing devices may be placed into a number of 
applications involving thermometry, medical thermography, 
non-destructive testing, radiation sensing and for decorative 
purposes. Examples of these may be found in D G McDon 
nell in Thermotropic Liquid Crystals, Critical Reports on 
Applied Chemistry, Vol 22, edited by G W Gray, 1987 pp 
120—44; this reference also contains a general description of 
thermochromic cholesteric liquid crystals. 

Generally, commercial thermochromic applications 
require the formulation of mixtures Which possess loW 
melting points, short pitch lengths and smectic transitions 
just beloW the required temperature-sensing region. Prefer 
ably the mixture or material should retain a loW melting 
point and high smectic—cholesteric transition temperatures. 

In general, thermochromic liquid crystal devices have a 
thin ?lm of cholesterogen sandWiched betWeen a transparent 
supporting substrate and a black absorbing layer. One of the 
fabrication methods involves producing an ‘ink’ With the 
liquid crystal by encapsulating it in a polymer and using 
printing technologies to apply it to the supporting substrate. 
Methods of manufacturing the inks include gelatin 
microencapsulation, US. Pat. No. 3,585,318 and polymer 
dispersion, US. Pat. Nos. 1,161,039 and 3,872,050. One of 
the Ways for preparing Well-aligned thin-?lm structures of 
cholesteric liquid crystals involves laminating the liquid 
crystal betWeen tWo embossed plastic sheets. This technique 
is described in UK patent 2,143,323. 

Ferroelectric smectic liquid crystal materials, Which can 
be produced by mixing an achiral host and a chiral dopant, 
use the ferroelectric properties of the tilted chiral smectic C, 
F, G, H, I, J and K phases. The chiral smectic C phase is 
denoted 56* With the asterisk denoting chirality. The SC 
phase is generally considered to be the most useful as it is 
the least viscous. Ferroelectric smectic liquid crystal mate 
rials should ideally possess the folloWing characteristics: 
loW viscosity, controllable spontaneous polarisation (Ps) and 
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an SC phase that persists over a broad temperature range 
Which should include ambient temperature and exhibits 
chemical and photochemical stability. Materials Which pos 
sess these characteristics offer the prospect of very fast 
sWitching liquid crystal containing devices. Some applica 
tions of ferroelectric liquid crystals are described by J S 
Patel and J W Goodby in Opt. Eng., 1987, 26, 273. 

In ferroelectric liquid crystal devices the molecules 
sWitch betWeen different alignment directions depending on 
the polarity of an applied electric ?eld. These devices can be 
arranged to exhibit bistability Where the molecules tend to 
remain in one of tWo states until sWitched to the other 
sWitched state. Such devices are termed surface stabilised 
ferroelectric devices, eg as described in US. Pat. No. 
5,061,047 and US. Pat. No. 4,367,924 and US. Pat. No. 
4,563,059. This bistability alloWs the multiplex addressing 
of quite large and complex devices. 

One common multiplex display has display elements, i.e. 
pixels, arranged in an X, Y matrix format for the display of 
for example alpha numeric characters. The matrix format is 
provided by forming the electrodes on one slide as a series 
of column electrodes, and the electrodes on the other slide 
as a series of roW electrodes. The intersections betWeen each 
column and roW form addressable elements or pixels. Other 
matrix layouts are knoWn, e.g. seven bar numeric displays. 

There are many different multiplex addressing schemes. 
A common feature involves the application of a voltage, 
called a strobe voltage to each roW or line in sequence. 
Coincidentally With the strobe applied at each roW, appro 
priate voltages, called data voltages, are applied to all 
column electrodes. The differences betWeen the different 
schemes lies in the shape of the strobe and data voltage 
Waveforms. 

Other addressing schemes are described in GB-2,146, 
473-A; GB-2,173,336-A; GB-2,173,337-A; GB-2,173629 
A; WO 89/05025; Harada et al 1985 S.I.D. Paper 8.4 pp 
131—134; LagerWall et al 1985 I.D.R.C. pp 213—221 and P 
Maltese et al in Proc 1988 I.D.RC. pp 90—101 Fast Address 
ing for Ferroelectric LC Display Panels. 

The material may be sWitched betWeen its tWo states by 
tWo strobe pulses of opposite sign, in conjunction With a data 
Waveform. Alternatively, a blanking pulse may be used to 
sWitch the material into one of its states. Periodically the 
sign of the blanking and the strobe pulses may be alternated 
to maintain a net d.c. value. 

These blanking pulses are normally greater in amplitude 
and length of application than the strobe pulses so that the 
material sWitches irrespective of Which of the tWo data 
Waveforms is applied to any one intersection. Blanking 
pulses may be applied on a line by line basis ahead of the 
strobe, or the Whole display may be blanked at one time, or 
a group of lines may be simultaneously blanked. 

It is Well knoWn in the ?eld of ferroelectric liquid crystal 
device technology that in order to achieve the highest 
performance from devices, it is important to use mixtures of 
compounds Which give materials possessing the most suit 
able ferroelectric smectic characteristics for particular types 
of devices. 

Devices can be assessed for speed by consideration of the 
response time vs pulse voltage curve. This relationship may 
shoW a minimum in the sWitching time (tmin) at a particular 
applied voltage (Vmin). At voltages higher or loWer than 
Vmin the sWitching time is longer than tmin. It is Well 
understood that devices having such a minimum in their 
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4 
response time vs voltage curve can be multiplex driven at 
high duty ratio With higher contrast than other ferroelectric 
liquid crystal devices. It is preferred that the said minimum 
in the response time vs voltage curve should occur at loW 
applied voltage and at short pulse length respectively to 
alloW the device to be driven using a loW voltage source and 
fast frame address refresh rate. 

Typical knoWn materials (Where materials are a mixture 
of compounds having suitable liquid crystal characteristics) 
Which do not alloW such a minimum When included in a 
ferroelectric device include the commercially available 
materials knoWn as SCE13 and ZLI-3654 (both supplied by 
Merck UK Ltd, Poole, Dorset). A device Which does shoW 
such a minimum may be constructed according to PCT GB 
88/01004 and utilising materials such as eg commercially 
available SCE8 (Merck UK Ltd). Other examples of prior art 
materials are exempli?ed by PCT/GB 86/00040, PCT GB 
87/00441 and UK 2232416B. 

The unit that is the basic building block of a polymer is 
called a monomer. 

The polymerisation process ie the formation of a poly 
mer from its constituent monomers does not usually create 
polymers of uniform molecular Weight, rather What is cre 
ated is a distribution of molecular Weights. In order to 
describe a sample of polymer it is necessary to state the 
average number of monomers in a polymer this is called the 
degree of polymerisation (D.P). By hoW much the majority 
of polymer molecules differ from this average value (or to 
describe the spread of molecular Weight) is called the 
polydispersity. 
A number of different average molecular Weights can be 

draWn from gel permeation chromatography (GPC) for a 
given sample including: Mn—number average molecular 
Weight and MW—Weight average molecular Weight. The 
value used to calculate D.P. is usually Mn and polydispersity 
is usually de?ned as MW/Mn. 

Polymers can be made from different types of monomers, 
in Which case the polymer is called a co-polymer. If tWo 
types of monomer join in a random fashion then the polymer 
is called a random co-polymer. If the tWo monomers form 
short sequences of one type ?rst Which then combine to form 
the ?nal polymer then a block copolymer results. If short 
sequences of one of the monomers attach themselves as side 
chains to long sequences consisting of the other type of 
monomer then the polymer is referred to as a graft copoly 
mer. 

In liquid crystal (LC) polymers the monomers can be 
attached together in essentially tWo Ways. The liquid crystal 
part or mesogenic unit of the polymer may be part of the 
polymer backbone resulting in a main chain LC polymer. 
Alternatively, the mesogenic unit may be attached to the 
polymer backbone as a pendant group i.e. extending aWay 
from the polymer backbone: this results in a side-chain LC 
polymer. These different types of polymer liquid crystal are 
represented schematically beloW. The mesogenic units are 
depicted by the rectangles. 

m 
Main-chain 
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-continued 

Side-chain 

The side chain liquid crystal polymer can generally be 
thought of as containing a ?exible polymer With rigid 
segments (the mesogenic unit) attached along its length by 
short ?exible (or rigid) units. It is the anisotropic, rigid 
section of the mesogenic units that display orientational 
order in the liquid crystal phases. In order to affect the 
phases exhibited by the liquid crystal and the subsequent 
optical properties there are many features Which can be 
altered, some of these features are particularly pertinent to 
side-chain liquid crystal polymers. One of these features is 
the ?exible part that joins the mesogenic unit to the polymer 
backbone Which is generally referred to as the spacer group. 
The length and ?exibility of this spacer group can be altered. 
A number of side-chain liquid crystal polymers are 

knoWn, for example see GB 2146787 A. 
Liquid crystal polyacrylates are a knoWn class of liquid 

crystal polymer (LCP). LCPs are knoWn and used in electro 
optic applications, for example in pyroelectric devices, 
non-linear optical devices and optical storage devices. For 
example see GB 2146787 and Makromol. Chem. (1985) 186 
2639—47. 

Side-chain liquid crystal polyacrylates are described in 
Polymer Communications (1988), 24, 364—365 eg of for 
mula: 

Where (CH2)m is the ?exible spacer group and X is the 
side-chain mesogenic unit and R is hydrogen or alkyl. 

Side-chain liquid crystal polychloroacrylates are 
described in Makromol. Chem. Rapid Commun. (1984), 5, 
393—398 eg of formula: 

Where R is chlorine. 
Patent Application PCT GB 94/00662 describes amongst 

other things the use of the Baylis-Hillman Reaction to make 
a range of novel liquid crystal polymers. 
A method for the preparation of polyacrylate homo- or 

co-polymers having the folloWing repeat unit is described in 
UK patent application GB 9203730.8 

R1 and R2 are independently alkyl or hydrogen, R3 is alkyl, 
hydrogen or chlorine, m is O or an integer 1—20, W is a 
linkage group COO or OOC or O and X is a mesogenic 
group. 
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6 
One of the main problems With liquid crystal polymers is 

that they are extremely dif?cult to align in devices. Essen 
tially there are tWo techniques Which have been used for 
aligning liquid crystal polymers. It is possible to try to align 
the liquid crystal polymer in a similar manner as a loW molar 
mass liquid crystal, Which is described in more detail beloW. 
Alternatively, mechanical techniques can be used such as 
shearing. Typically mechanical shearing is performed over 
hot rollers, this technique is generally only suitable for 
?exible substrates. It is possible to shear a sample betWeen 
glass slides hoWever the glass slides cannot be sealed in the 
conventional manner. 

Materials and Assembling Process of LCDs by MoroZumi 
in Liquid Crystals Applications and uses. vol. 1 Ed. Bahadur, 
World Scienti?c Publishing Co, Pte. Ltd. 1990 pp 171—194 
and references therein as the title suggests discusses meth 
ods for assembling liquid crystal devices. 
The technique for aligning loW molar mass liquid crystals 

is typically as folloWs. Transparent electrodes are fabricated 
on the surfaces of the substrates, the substrates typically 
being made of glass e.g. glass slides. In tWisted nematic or 
super tWisted nematic devices, for example, an alignment 
process is necessary for both substrates. A thin alignment 
layer is deposited to align the liquid crystal molecules, 
typically either organic or inorganic aligning layers are used, 
for example SiO deposited by evaporation is a typical 
inorganic alignment layer. One method to form the align 
ment layer involves rubbing the surface by textures or 
cloths. Polyimides have also been employed for the surface 
alignment of layers. Polyimide is coated onto the substrates 
bearing electrodes by a spinner and then cured to form a 
layer of approximately 50 nm thickness. Then each layer 
surface is repeatedly rubbed in substantially one direction 
With an appropriate material. If the liquid crystal molecules 
are deposited on this layer they are automatically aligned in 
the direction made by the rubbing. It is often preferable if the 
molecules possess a small angle pre-tilt typically 2°—3°. 
Higher pre-tilts are sometimes required. 
The tWo substrates are then ?xed together for example by 

adhesive and are kept separate by spacing materials. This 
results in uniform and accurate cell spacing. A typical 
adhesive is an epoxy resin. This sealing material is usually 
then precured. The electrodes may then be precisely aligned 
for example to form display pixels. The cell is then cured at, 
for example 100°—150° C. At this point the empty liquid 
crystal cell is complete. 

It is at this point that the cell is ?lled With the liquid crystal 
material. The opening siZe in the sealing area of the liquid 
crystal cell is rather small therefore the cell can be 
evacuated, for example in a vacuum chamber, and the liquid 
crystal material forced into the cell via gas pressure. More 
than one hole in the sealing area may be used. The empty 
cell is put into a vacuum chamber and then the vacuum 
chamber is pumped doWn. After the cell has been evacuated 
the open region of the sealant is dipped into the liquid crystal 
material and the vacuum chamber is brought back to normal 
pressure. Liquid crystal material is draWn into the cell as a 
result of capillary action, external gases can be applied to 
increase the pressure. When the ?lling process is complete 
the hole or holes in the sealant is/are capped and the cell is 
cured at a temperature above the liquid crystal material 
clearing point to make the liquid crystal molecular align 
ment stable and harden the capping material. 

Polymer liquid crystal molecules tend to be more viscous 
than loW molecular Weight liquid crystal materials and are 
therefore more dif?cult to align and more dif?cult to ?ll into 
devices. Only liquid crystal polymers With loW molecular 
Weights can be ?oW ?lled into a cell, and once a degree of 
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polymerisation greater than around 30 or 40 repeat units is 
reached, most liquid crystal polymers become so viscous 
that How ?lling cells is extremely dif?cult. Much sloWer 
cooling is needed in order to try and align liquid crystal 
polymers and this usually results in poor uniformity of 
alignment. 

Poorly aligned liquid crystal molecules do not result in the 
fast sWitching high contrast materials and devices that are 
generally required. 

The above techniques are suitable for many liquid crystal 
materials including those devices Which use liquid crystal 
materials Which exhibit and utilise the smectic mesophase 
e.g. ferroelectrics. Suitable alignment techniques may also 
be found in GB 2210469 B. 

Devices containing ferroelectric liquid crystal mixtures 
can exhibit fast sWitching times (faster than 100 ps), Clark 
and LagerWall. Appl. Phys. Lett., 36, 89, 1980. They can be 
bistable Which means that they can be multiplexed at high 
levels using a line-at-a-time scan technique. Ferroelectric 
materials continue to receive a large amount of investigative 
attention due to their application in high resolution ?at panel 
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15 

Typically, therefore, in order to use a liquid crystal 
material in the smectic phase it Will involve heating the 
material to the nematic or isotropic phase and alloWing it to 
cool sloWly into an aligned smectic state. Should this 
technique be applied to a polymer liquid crystal material 
then the cooling time is usually very much longer in order 
to assist the alignment, though very often the alignment is 
poor 

There is a continued need for neW liquid crystal polymers 
Which possess the properties that alloW them to be used in 
devices including one or more of the knoWn electro-optic 
devices. 

According to this invention there is provided a material of 
general formula I: 

X2 X1 T1 T2 

(I)? 
X3 W 3 X-QCHZtCH-QQEY A B Z 

0,1 

X4 X5 T3 T4 

displays. An important feature of devices containing liquid 
crystalline materials is that they should exhibit a fast 
response time. The response time is dependent on a number 
of factors, one of these being the spontaneous polarisation, 
denoted Ps (measured in nC cm_2). By adding a chiral 
dopant to the liquid crystalline mixture the value of Ps can 
be increased, thus decreasing the response time of the 
device. Ferroelectric smectic liquid crystal materials, Which 
can be produced by mixing an achiral host and a chiral 
dopant, use the ferroelectric properties of the tilted chiral 
smectic C, F, G, H, I, J, and K phases. The chiral smectic C 
phase is denoted SC* With the asterisk denoting chirality. 
The SC* phase is generally considered to be the most useful 
as it is the fastest sWitching. It is desirable that the material 
should exhibit a long pitch chiral nematic (denoted N*) and 
S A phase at temperatures above the chiral smectic phase in 
order to assist surface alignment in a device containing 
liquid crystalline material. Ferroelectric smectic liquid mate 
rials should ideally possess the folloWing characteristics: 
loW viscosity controllable Ps and an SC* phase that persists 
over a broad temperature range, Which should include ambi 
ent temperature, and exhibits chemical and photochemical 
stability. Materials Which possess these characteristics offer 
the prospect of very fast sWitching liquid crystal containing 
devices. 

Ferroelectric LCDs by Dijon in Liquid Crystals Applica 
tions and Uses, vol. 1 Ed. Bahadur. World Scienti?c Pub 
lishing Co. Pte. Ltd, 1990 pp 350—360 and references therein 
discusses alignment processes for smectic phases for loW 
molar mass materials. The ?lling of cells is believed to be 
possible only in the isotropic or nematic phase due to the 
viscosity of smectic phases. Generally materials With the 
folloWing phase sequence give good alignment: 

Whereas materials With the folloWing phase sequences are 
more dif?cult to align: 
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X1—X5 are independently selected from H, F, Cl, NO2, 
CF3, OR, R, SR, —(CO— or —(OC— Where R is Cli15 
branched or straight chain alkyl; 

provided that one of X1—X5 is selected from —(CO— or 
+0C—; 

p is at least 2; 

W=single bond, phenyl, ?uorinated phenyl, =, E, 
cyclohexyl, thiophene, CO, OC; 

T1, T2, T3, T4 are independently selected from H, F, Cl, 
NO2, CF3, OR, R, SR, Where R is Cli15 branched or 
straight chain alkyl; 

g=0 or 1; 
X is selected from CO2 and OOC; 
n is selected from 1—5; m is selected from 1—20; Y is 

selected from O, S, CH2, CO2, OOC; 
Q is CH2 and When m is greater than 1 then non-adjacent 
CH2 groups may be substituted by O or S; 

rings A, B and C are independently selected from phenyl, 
cyclohexyl and pyrimidine and may be independently 
of each other substituted With at least one of Cl or F; 

linking groups A and B may be selected from single bond 
CO2, OOC provided that if ring B is not present then at 
least one of A or B is a single bond; 

Z is selected from CN, F, Cl, NO,, R, OR, COR, CF3, 
OOCR, NCS, SCN, Where R=straight chain or 
branched chain alkyl and may include from 1—16 
carbon atoms and including Where one or more non 

adjacent CH2 groups may be substituted by CH(CN), 
CH(CF3), CH(Cl), CH(CH3) in chiral or non-chiral 
form. 

Preferably rings A, B and C are all selected from phenyl 
and preferably at least one of the rings A, B or C has at least 
one F present. 
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Preferably X is CO2. 
Preferably n is 1. 
Preferably Y is 0. 
Preferably links A and B are single bonds. 
Preferably W, if present, is a single bond. 
Preferably T1—T4 are selected from H and F. 
Preferably Z is CN. 
The materials of the present invention may be any of the 

known types of polymer including homo-polymers or 
co-polymers. 

The invention Will noW be described With reference to the 
folloWing diagrams by Way of example only: 

FIG. 1: synthetic scheme for the preparation of com 
pounds described by the current invention. 

FIG. 2: illustrates a liquid crystal device 
FIG. 3: illustrates a pyroelectric device 
FIGS. 4 and 5: illustrate front and sectional vieWs respec 

tively of a re?ective spatial light modulator draWn to dif 
ferent scales, in Which the materials of the current invention 
may be incorporated. 

FIG. 6: illustrates an electrochemical device in Which the 
materials of the current invention may be incorporated. 

The folloWing compounds, by Way of example, Were 
synthesised according to the present invention. 

0) 

) O 

The use of monomer diacid 3 Where the acid groups are 

positioned at the 1,4-positions leads to a linear backbone 
structure, Whereas the use of diacids 4 or 5, bearing the acid 
moieties in 1,3- or 1,2 positions respectively, lead to a 
so-called kinked main chain. 

EXPERIMENTAL 

The structures of the diols and diacids used in the the 
present invention are as folloWs: 

OH 2 

HOZC COZH 
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10 
-continued 

HOZC COZH 

The synthesis of the liquid crystalline monomer is outlined 
in FIG. 1. 
The synthesis of the monomers folloWed Well docu 

mented procedures. Compound 1,4‘-(10,11-(S-) 
dihydroxyundecanoxy)-4-cyanobiphenyl Was produced 
byetheri?cation of 4‘-hydroxy-4-cyanobiphenyl With 
10-undecen-1-ol (step a). Subsequent chiral hydroxylation 
With AD-mix 0t in the manner described by Sharpless et al 
in J. Org. Chem., 57, 2768, 1992 yields compound 2 (step b). 
The acids Were used in the form of their chlorides. 

Polyesteri?cation 
In a typical reaction the diol (2.5 mmol) and an equimolar 

amount of the respective acid chloride (2.5 mmol) Were 
subjected to polymerisation by melt condensation in 
Schlenk tubes using a magnetic stirrer. In the initial stage, 
the reactants Were maintained in molten condition under a 
constant Weak nitrogen stream Which Was used to remove 
the HCl evolved in the reaction. After 2 h the temperature 

O _N 

Was increased to 120° C., and then after a further 2 h the 
pressure Was reduced to 10 mm Hg. In the penultimate stage 
of the reaction, the pressure Was reduced to 0.1 mm Hg at the 
same temperature. Finally the temperature Was increased to 
160° C. over 2—3 h. The ?nal products Were isolated by 
repeatedly dissolving the materials in dichloromethane fol 
loWed by subsequent precipitation of the polymeric/ 
oligomeric materials by addition to methanol, until no 
monomer content Was detectable by chromatographic meth 
ods. The chemical structures of the polymers Were charac 
terised using conventional spectroscopic methods. 

Equipment 
Thermal microscopic studies Were made using a Zeiss 

Universal polarising microscope in conjunction With a Met 
tler FP52 microfurnace and a FP5 control unit. Calorimetric 
experiments, relative to an indium standard, Were carried out 
using a Perkin-Elmer DSC 7 calorimeter With a thermal 
analysis data station using UNIX softWare. Phase transition 
temperatures Were given as the endothermic onset in the 
second heating curves (rate: 10K min_1). Glass transition 
temperatures Were read at the middle of the change in the 
heat capacity. The molecular Weights Were determined by 
GPC using tWo PL gel (5 pm mixed D) columns and 
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tetrahydrofuran (THF) as eluent. Detection of the eluting 
samples Was made by an ERMA ERC 7510 refractive index 
detector. The GPC curves Were calibrated against linear 
polystyrene standards. The X-ray diffraction photographs of 
?bre samples Were recorded on ?at photographic plates and 
Were taken With line focus Cu KO. ()»=1.541 radiation 
using the 002 re?ection from a graphite monochromator. 
The temperature Was controlled to +/—0.5° C. by placing the 
samples in a microfurnace equipped With a Eurotherm EPC 
900 temperature controlling unit. 

Properties 
The structural features and the GPC data for the polymers 

are shoWn in Table 1. The degree of polymerisation for all 
of the polymers lies betWeen 13 and 15 repeat units. The 
polydispersity of the samples is more or less similar and 
therefore comparisons betWeen different polymers are pos 
sible. The comparatively loW polydispersity is a result of the 
good solubility of the monomers and loW molar mass 
oligomers in methanol. 

TABLE 1 

Characterisation of the structures of the polymers. 

Polymer Spacer <MW>/ 
Number carbons diol diacid <Mn> <Mn> DP 

6 9 chiral 2 3 3750 1.1 15 
7 9 chiral 2 4 3600 1.2 15 
8 9 chiral 2 5 3550 1.1 13 

<Mn> and the polydispersity (<MW>/<Mn>) Were determined by GPC. DP = 
degree of polymerisation. 

The optical rotations of 6, 7, 8 Were determined by 
conventional methods and the results are in Table 2. 

TABLE 2 

Optical Rotation at 240 C. in CHCl3 

Polymer number (0L)D(°) Conc(g 100 mlil) 

6 +11.4 2.630 
7 —3.2 1.880 
8 —8.2 1.027 

TABLE 3 

Phase transitions (DSC) for polyesters With long spacer units 

Polymer Jg’l 
number Tg/OC. K71 Sc*/°C. sA*/°c. AH/Jg’l N*-iso AH/Jg’l 

6 17.6 0.39 43.9 _ 0.1 59.1 3.30 

7 18.7 0.47 43.3 _ 0.2 51.2 2.10 

s 18.0 0.46 _ 47.0 0.2 52.0 3.60 

An example of the use of a material and device embody 
ing the present invention Will noW be described With refer 
ence to FIG. 2. 

The liquid crystal device consists of tWo transparent 
plates, 1 and 2, for example made from glass. These plates 
are coated on their internal face With transparent conducting 
electrodes 3 and 4. An alignment layer 5, 6 is introduced 
onto the internal faces of the cell so that a planar orientation 
of the molecules making up the liquid crystalline material 
Will be approximately parallel to the glass plates 1 and 2. 
This is done by coating the glass plates 1, 2 complete With 
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12 
conducting electrodes so that the intersections betWeen each 
column and roW form an X, y matrix of addressable elements 
or pixels. For some types of display the alignment directions 
are orthogonal. Prior to the construction of the cell the layers 
5, 6 are rubbed With a roller covered in cloth (for example 
made from velvet) in a given direction, the rubbing direc 
tions being arranged parallel (same or opposite direction) 
upon construction of the cell. A spacer 7 eg of polymethyl 
methacrylate separates the glass plates 1 and 2 to a suitable 
distance eg 2 microns. Liquid crystal material 8 is intro 
duced betWeen glass plates 1, 2 by ?lling the space in 
betWeen them. This may be done by ?oW ?lling the cell 
using standard techniques. The spacer 7 is sealed With an 
adhesive 9 in a vacuum using an existing technique. Polaris 
ers 10, 11 may be arranged in front of and behind the cell. 

Alignment layers may be introduced onto one or more of 
the cell Walls by one or more of the standard surface 
treatment techniques such as rubbing, oblique evaporation 
or as described above by the use of polymer aligning layers. 

In alternative embodiments the substrates With the align 
ing layers on them are heated and sheared to induce 
alignment, alternatively the substrates With the aligning 
layers are thermally annealed above the glass transition 
temperature and beloW the liquid crystal to isotropic phase 
transition in combination With an applied ?eld. Further 
embodiments may involve a combination of these aligning 
techniques. With some of these combinations an aligmnent 
layer may not be necessary. 
The device may operate in a transmissive or re?ective 

mode. In the former, light passing through the device, eg 
from a tungsten bulb, is selectively transmitted or blocked to 
form the desired display. In the re?ective mode a mirror, or 
diffuse re?ector, (12) is placed behind the second polariser 
11 to re?ect ambient light back through the cell and tWo 
polarisers. By making the mirror partly re?ecting the device 
may be operated both in a transmissive and re?ective mode. 
The alignment layers 5, 6 have tWo functions, one to align 

contacting liquid crystal molecules in a preferred direction 
and the other to give a tilt to these molecules—a so called 
surface tilt—of a feW degrees typically around 4° or 5°. The 
alignment layers 5, 6 may be formed by placing a feW drops 
of the polyimide on to the cell Wall and spinning the Wall 
until a uniform thickness is obtained. The polyimide is then 
cured by heating to a predetermined temperature for a 
predetermined time folloWed by unidirectional rubbing With 
a roller coated With a nylon cloth. 

In an alternative embodiment a single polariser and dye 
material may be combined. 
The liquid crystal material 8 When introduced into the cell 

may consist of liquid crystal polymer or consist of liquid 
crystal monomers and a photoinitiator. It may also contain a 
reagent Which Will limit the molecular Weight of the polymer 
for example a chain transfer reagent and it may also include 
a thermal initiator. 

The monomer material may be aligned before polymeri 
sation using standard techniques, for example by heating up 
to and cooling from the isotropic phase or from a liquid 
crystal phase such as a nematic or chiral nematic phase. It is 
also possible that the liquid crystal polymer may be aligned 
by one or more techniques including the use of surface 
forces, shear alignment or ?eld alignment. 

It is possible that folloWing polymerisation there may still 
be some amount of monomer material remaining. This may 
be unreacted monomer or loW molar mass additives Which 
do not bear polymerisable groups. 

Polymerisation may be carried out by using any of the 
knoWn techniques. For example the monomer material plus 
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initiator may be exposed to UV light, heat may also be 
applied to permit polymerisation Within a given phase of the 
monomer and/or polymer. 

Alternatively the polymerisation process may take place 
in the presence of heat and a thermal initiator. HoWever if 
this technique is used it may be preferable if it is carried out 
at a temperature Which corresponds to a liquid crystal phase 
of the monomer material. 

In-situ polymerisations are described in UK Patent Appli 
cation GB 9420632.3 Which also describes the use of chain 
transfer reagents to control molecular Weight of liquid 
crystal polymers. As mentioned above there may also be a 
chain transfer reagent present in the mixture of the current 
invention. GB 9514970.4 describes in-situ polymerisations 
in the presence of a cationic photoinitiator. 
Many of the compounds described by formula I and 

mixtures including compounds of formula I shoW liquid 
crystalline behaviour and are thus usefully employed in 
liquid crystal devices. Example of such devices include 
optical and electro-optical devices, magneto-optical devices 
and devices providing responses to stimuli such as tempera 
ture changes and total or partial pressure changes. The 
compounds of formula I may also be included in a mixture, 
Where the mixture comprises at least tWo compounds. Typi 
cal mixtures include mixtures consisting of compounds of 
formula I and also mixtures comprising at least one com 
pound of formula I and at least one compound not of formula 
I. 

Materials have been proposed for laser addressed appli 
cations in Which laser beams are used to scan across the 
surface of the material or leave a Written impression thereon. 
For various reasons many of these materials have consisted 
of organic materials Which are at least partially transparent 
in the visible region. The technique relies upon localised 
absorption of laser energy Which causes localised heating 
and in turn alters the optical properties of the otherWise 
transparent material in the region of contact With the laser 
beam. Thus as the beam traverses the material, a Written 
impression of its path is left behind. One of the most 
important of these applications is in laser addressed optical 
storage devices, and in laser addressed projection displays in 
Which light is directed through a cell containing the material 
and is projected onto a screen. Such devices have been 
described by Khan Appl. Phys. Lett. vol. 22, p 111, 1973; 
and by Harold and Steele in Proceedings of Euro display 84, 
pages 29—31, September 1984, Paris, France, in Which the 
material in the device Was a smectic liquid crystal material. 
Devices Which use a liquid crystal material as the optical 
storage medium are an important class of such devices. The 
use of semiconductor lasers, especially GaxAl1_xAs lasers 
Where x is from 0 to 1, and is preferably 1, has proven 
popular in the above applications because they can provide 
laser energy at a range of Wavelengths in the near infra-red 
Which cannot be seen and thus cannot interfere With the 
visual display, and yet can provide a useful source of 
Well-de?ned, intense heat energy. Gallium arsenide lasers 
provide laser light at Wavelengths of about 850 nm, and are 
useful for the above applications. With increasing Al content 
(x<1), the laser Wavelength may be reduced doWn to about 
750 nm. The storage density can be increased by using a 
laser of shorter Wavelength. 

The compounds of the present invention may be suitable 
as optical storage media and may be combined With dyes for 
use in laser addressed systems, for example in optical 
recording media. 

The smectic and/or nematic properties of the materials 
described by the current invention may be exploited. For 
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14 
example the materials of the present invention nay be used 
in ferroelectric mixtures and devices. 
The compounds of the present invention may also be used 

in pyroelectric devices for example detectors, steering arrays 
and vidicon cameras. 

FIG. 3 illustrates a simple pyroelectric detector in Which 
the materials of the present invention may be incorporated. 

Apyroelectric detector consists of electrode plates 13, 14 
at least one of Which may be pixellated. In operation the 
detector is exposed to radiation R, for example infrared 
radiation, Which is absorbed by the electrode 13. This results 
in a rise in temperature Which is transmitted to a layer of 
pyroelectric material 15 by conduction, The change in 
temperature results in a thermal expansion and a charge is 
generated. This change in charge is usually small When 
compared With the charge output due to the change in the 
spontaneous polarisation, Ps With a change in temperature; 
this constitutes the primary pyroelectric effect. A change in 
charge results in a change in potential difference betWeen the 
electrodes. The charge on each pixel may be read out and the 
resulting signal is used to modulate scanning circuits in, for 
example, a video monitor and for a visual image of the infra 
red scans. 

The selective re?ective properties of the materials 
described by the current invention may also alloW for 
materials of the current invention to be used in inks and 
paints and they may therefore be useful in anti 
counterfeiting operation. They may also be used in so-called 
security inks. Other applications include thermal control 
management, for example the materials may be included in 
a coating Which may be applied to one or more WindoWs in 
order to re?ect infra-red radiation. 
As shoWn in FIGS. 4 and 5 a spatial light modulator 

comprises a liquid crystal cell 16 formed by typically tWo 
glass Walls 1 and 2 and 0.1—10 pm e.g. 2.5 pm thick spacer 
7. The inner faces of the Walls carry thin transparent indium 
tin oxide electrodes 3, 4 connected to a variable voltage 
source 17. On top of the electrodes 3, 4 are surface align 
ment layers 5, 6 eg of rubbed polyimide described in or 
detail later. Other alignment techniques are also suitable e.g. 
non-rubbing techniques such as evaporation of SiO2. Alayer 
8 of liquid crystal material is contained betWeen the Walls 1, 
2 and spacer 7. In front of the cell 16 is a linear polariser 11; 
behind the cell 16 is a quarter plate 18 (this may be optional) 
and a mirror 19. An example of a linear polariser is a 
polarising beam splitter (not illustrated here). 

There are a variety of electroclinic devices in Which the 
compounds of the present invention may be incorporated. 
For example in the above description of FIGS. 4 and 5, 
active back plane driving may be utilised. One of the Walls 
forming the cell may be formed from a silicon substrate eg 
a Wafer Which possesses circuitry for driving pixels. 

For many of these devices there exists an optimum 
thickness for the cell Which is related to the 

birefringence (An) given by: 
Wherein 

)»=Wavelength of operation 
An=birefringence of liquid crystalline material 
m=integer. 
Some suitable methods for driving electroclinic devices 

described by the present invention may be found in UK 
patent application GB-2 247 972 A. 
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The mode of operation of the devices described by the 
current invention includes either amplitude modulation or 
phase modulation. Similarly devices may be used in re?ec 
tance or transmissive mode. 

The materials of this aspect of the invention may be used 
in many of the knoWn forms of liquid crystal display 
devices, for example chiral smectic electro-optic devices. 
Such a device may comprise a layer of liquid crystal material 
contained betWeen tWo spaced cell Walls bearing electrode 
structures and surface treated to align liquid crystal material 
molecules. The liquid crystal mixtures may have many 
applications including in ferroelectric, thermochromic and 
electroclinic devices. 

The compounds of the present invention may be mixed 
With each other to form useful liquid crystal mixtures, they 
may also be used With other liquid crystal polymers or loW 
molar mass non-polymer liquid crystal materials. 

Suitable devices in Which the materials of the current 
invention may be incorporated include beam steerers, 
shutters, modulators and pyroelectric and pieZoelectric sen 
sors. 

The materials of the present invention may also be useful 
as dopants in ferroelectric liquid crystal devices, Which may 
be multiplexed, or they may be used in active backplane 
ferroelectric liquid crystal systems. The materials of the 
present invention may also be useful as host materials. The 
materials of the present invention may be included in 
mixtures Which also contain one or more dopants. 
Compounds of formula I may be mixed With a Wide range 

of hosts, for example smectic hosts to form a useful liquid 
crystal composition. Such compositions can have a range of 
Ps values. Compounds of formula I may be mixed With one 
or more of the types of hosts VIII—XIII. These different types 
of hosts may be mixed together to Which the compound of 
general formula I may also be added. 

Typical hosts include: 
The compounds described in PCT/GB86/00040, eg of 

formula VIII 

F VIII 

Where R1 and R2 are independently C3—C12 alkyl or alkoxy. 
The ?uoro-terphenyls described in EPA 843048943 and 

GBA 8725928, eg of formula IX 

R1 0 O 0 R2 
Where R1 and R2 are independently C3—C12 alkyl or alkoxy, 
x is 1 and F may be on any of the available substitution 
positions on the phenyl ring speci?ed. 

The di?uoro-terphenyls described in GBA 89054225, 
eg of formula X 

Where R1 a d R2 are independently C3—C12 alkyl r alkoxy. 
The phenyl-pyrimidines described in WO 86/00087, eg 

of formula XI. 
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Mr H} 
including those compounds Where R1 is C3—C12 alkyl and R2 
is given by the general formula (CH2)n—CHXCH2CH3, 
Where n is 1 to 5 and X is CN or Cl. 

The compounds described by R Eidenschink et al in 
Cyclohexane-derivative mit Getilteneten Smektischen 
Phasen at the 16th Freiberg Liquid Crystal Conference, 
Freiberg, Germany, p8. Available from E Merck Ltd, 
Germany, eg of formula XII. 

XI 

R 10 R2 

including those compounds Where R1 and R2 are indepen 
dently C1—C15 alkyl. 
The di?uoro-phenyl pyriridines described at the 2nd Inter 

national Symposium on Ferroelectric Liquid Crystals, G 
oteborg, SWeden, June 1989 by Reiffenrath et al, eg of 
formula XIII 

including those compounds Where R1 and R2 are indepen 
dently C3—C9 alkyl. 
The materials of the current invention may also be useful 

in thermochromic devices, for example those devices 
described by D. G. McDonnell in Thermochromic Liquid 
Crystals, Critical Reports on Applied Chemistry, vol. 22, 
edited by G. W. Gray, 1987 pp 120—44 and references 
therein. 
The materials described by the current invention may be 

incorporated into electrochemical devices. Further, the 
materials may be processed as thin and ?exible ?lms for use 
in various applications such as thin-?lm batteries and afford 
high anisotropic conductivity. 
An electrochemical device incorporating materials of the 

present invention is described in FIG. 6. An electrochemical 
device consists of an anode 20, typically made from metal 
and a cathode 21 preferably a composite cathode (see 
Scrosati et al in Applications of Electroactive Polymers, Ed. 
B. Scrosati, Chapman & Hill, London 1993. BetWeen the 
anode 20 and cathode 21 is sandWiched an electrolyte 22 
Which is typically made from a polymer matrix that is doped 
With one or more ionic compounds (i.e. salts) containing 
cations Which are mobile in an applied electric ?eld. High 
conductivity may be obtained by using an appropriately 
selected concentration of charge carriers achieving a high 
ionic conductivity—see Bruce et al in J. Chem. Soc. Farad. 
Trans., (1993), 89, 3187—3203. Conductivity may be pro 
moted by using polar polymers Which shoW high dielectric 
constants. The salts Which may be used may be chosen from 
any of the knoWn types including those that possess silver or 
lithium ions, e.g. LiBF4, LiClO4, LiSO3CF3, Li(NSO2CF3) 
2. Thin ?lms of electrolytes may be prepared by pouring a 
solution of polymer and salt into a mould and controlling the 
rate of evaporation of the solvent—see Scrosati et al in 
Applications of Electroactive Polymers, Ed. B. Scrosati, 

XIII 
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Chapman & Hill, London 1993. This technique may be 
varied by spin coating of the polymer/salt solution under a 
constant nitrogen stream in a centrifuge on a ?at non-tacky 
substrate. This technique may be used to produce free 
standing, macroscopically ordered liquid-crystalline poly 
meric ?lms. 

We claim: 
1. A material of general formula I 

Wherein 

X1—X5 are independently selected from H, F, Cl, NO2, 
CF3, OR, R, SR, —(CO— or —(OC— Where R is Cli15 
branched or straight chain alkyl; 

provided that one of X1—X5 is selected from —(CO— or 
—€0C—; 

p is at least 2; 

W=single bond, phenyl, ?uorinated phenyl, =, E, 
cyclohexyl, thiophene, CO, OC; 

T1, T2, T3, T4 are independently selected from H, F, Cl, 
NO2, CF3, OR, R, SR, Where R is Cli15 branched or 
straight chain alkyl; 

g=0 or 1; 
X is selected from CO2 and OOC; 
n is selected from 1—5; m is selected from 1—20; Y is 

selected from O, S, CH2, CO2, OOC; 
Q is CH2 and When m is greater than 1 then non-adjacent 
CH2 groups may be substituted by O or S; 

rings A, B and C are independently selected from phenyl, 
cyclohexyl and pyrimidine and may be independently 
of each other substituted With at least one of Cl or F; 

linking groups A and B may be selected from single bond 
CO2, OOC provided that if ring B is not present then at 
least one ofA or B is a single bond; 

Z is selected from CN, F, Cl, NO2, R, OR, CO2R, CF3, 
OOCR, NCS, SCN, Where R=straight chain or 
branched chain alkyl and may include from 1—16 
carbon atoms and including Where one or more non 

adjacent CH2 groups may be substituted by CH(CN), 
CH(CF3), CH(Cl), CH(CH3) in chiral or non-chiral 
form. 

2. A material according to claim 1 Wherein rings A, B (if 
present) and C are all selected from phenyl—at least one of 
Which has at least one F present, X=CO2, a=I, Y=O, links A 
and B are single bonds, Z is CN. 

3. A material of the folloWing formula: 

Wherein m=4—12 and p is at least 2. 
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4. A material of the folloWing formula: 

0)? 

QCOW O +OC 

Wherein m=4—12 and p is at least 2. 

5. A material of the folloWing formula: 

0)? 

Wherein m=4—12 and p is at least 2. 

6. A liquid crystal mixture comprising at least one of the 
compounds of claim 1. 

7. A ferroelectric mixture comprising at least one of the 
compounds of claim 1. 

8. A cholesteric liquid crystal mixture comprising at least 
one of the compounds of claim 1. 

9. A liquid crystal mixture containing any of the com 
pounds of claim 1 and a material of the folloWing general 
formula: 

Where R1 and R2 are independently C3—C12 alkyl or alkoxy. 

10. A liquid crystal mixture containing any of the com 
pounds of claim 1 and a material of the folloWing general 
formula: 

Where R1 and R2 are independently C3—C12 alkyl or alkoxy, 
x is 1 and F may be on any of the available substitution 
positions on the phenyl ring speci?ed. 

11. A liquid crystal mixture containing any of the com 
pounds of claim 1 and a material of the folloWing general 
formula: 

Where R1 and R2 are independently C3—C12 alkyl or alkoxy. 

12. A liquid crystal mixture containing any of the com 
pounds of claim 1 and a material of the folloWing general 
formula: 
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_ N 

R1 4<\: />—® 0R2 
N 

including those compounds Where R1 is C3—C12 alkyl and R2 
is given by the general formula (CH2 n—CHXCH2CH3, 
Where n is 1 to 5 and X is CN or Cl. 

13. A liquid crystal mixture containing any of the com 
pounds of claim 1 and a material of the folloWing general 
formula: 

R2 

including those compounds Where R1 and R2 are indepen 
dently C1—C15 alkyl. 

14. A liquid crystal mixture containing any of the com 
pounds of claim 1 and a material of the folloWing general 
formula: 

including those compounds Where R1 and R2 are indepen 
dently C3—C9 alkyl. 
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15. A device comprising tWo spaced cell Walls each 

bearing electrode structures and treated on at least one 
facing surface With an alignment layer, a layer of a liquid 
crystal material enclosed betWeen the cell Walls, character 
ised in that it incorporates the liquid crystal mixture as 
claimed in claim 6. 

16. A pyroelectric device comprising tWo spaced elec 
trodes and a layer of a liquid crystal material enclosed 
betWeen the electrodes, characterised in that it incorporates 
the liquid crystal mixture as claimed in claim 6. 

17. A pieZoelectric device comprising tWo spaced elec 
trodes and a layer of a liquid crystal material enclosed 
betWeen the electrodes, characterised in that it incorporates 
the liquid crystal mixture as claimed in claim 6. 

18. A liquid crystal electro-optical display device charac 
terised in that it incorporates a mixture as claimed in claim 
6. 

19. An optical recording medium comprising a recording 
layer Which comprises one or more compounds of claim 1 
and a dye material. 

20. An electro-chemical device comprising an anode and 
a cathode betWeen Which is an electrolyte, said electrolyte 
comprising the material of claim 1. 


